All reactions were carried out under inert atmospheric conditions, unless stated otherwise. Infrared (IR) spectra were obtained from neat samples or from CHCl 3 films on NaCl tablets using a Matteson Instruments 6030 Galaxy Series FT-IR spectrophotometer and wavelengths (ν) are reported in cm HRMS spectra data were recorded on a Finnigan Mat 900 spectrometer (EI) or a micrOTOF-Q instrument in positive ion mode (ESI). Chromatographic purification refers to flash chromatography using the indicated solvent (mixture) and Baker 7024-02 silica gel (40 μ, 60 Å). Thin layer chromatography was performed using silica plates from Merck (Kieselgel 60 F254) on aluminium with fluorescence indicator. Compounds on TLC were visualised by UV-detection unless stated otherwise. CH 2 Cl 2 was dried and freshly distilled from CaH 2 prior to use THF and Et 2 O were dried and distilled from sodium benzophenone ketyl prior to use. Cyclohexane was distilled prior to use as eluent for chromatography. 2-(trimethylsilyl)ethanamine was synthesized according to literature procedure and stored in Et 2 O under inert atmosphere at 4°C. 2-imidazolines 4b, 1 4e, 2 and 4f, 3 and 2-imidazolinium halides 6e-g, 2 were synthesized according to literature procedures, whereas all other commercially available reagents were used as purchased without further purification.
S-2
General Procedure I for the Synthesis of 2-Imidazolines: To a stirred solution of an amine (1, 1.0 equiv.) in freshly distilled CH 2 Cl 2 (or MeOH) containing anhydrous Na 2 SO 4 , an aldehyde or ketone (2, 1.0 equiv.) was added and the mixture was stirred at rt for 3 h. Then, an isocyanide (3, 1.0 equiv.) and (in some cases, AgOAc (0.02 equiv.) were added and the resulting reaction mixture was stirred for an additional 18 h, followed by filtration and concentration in vacuo. The crude product was purified by flash chromatography (EtOAc:c-hexane:Et 3 N = 1:4:0.01 ( gradient, unless stated otherwise) to furnish the 2-imidazolines.
2-Imidazoline 4a
: 100 ml of a solution of an unknown concentration of 2-(trimethylsilyl)ethanamine in ether was concentrated to approximately 10 ml. After the solution was put under inert atmosphere an excess of Na 2 SO 4 and acetone (250 μl; 3.4 mmol; 1.5 eq) were successively added and at rt. The resulting mixture was stirred for 3 hours. Then, 9-isocyano-9H-fluorene (321.7 mg; 1.7 mmol; 1.5 eq) and AgOAc (18.8 mg, 0.11 mmol, 0.05 eq) were added and the resulting reaction mixture was stirred for 18 hours at rt. Then the reaction mixture was successively filtered, concentrated in vacuo and subjected to silica gel flash column chromatography (1:4 EtOAc: cyclohexane  gradient) to afford 2-imidazoline 4a as a white foam (354.3 mg; 1.016 mmol; 60%). Analysis: 
2-Imidazoline 4c:
According general procedure I, the reaction between benzylamine (214.31 mg; 218.7 μl, 2 mmol; 1 eq), 5-methylfuran-2-carbaldehyde (220.22 mg; 200.2 μl, 2 mmol, 1 eq), 9-isocyano-9H-fluorene (382.5 mg; 2 mmol; 1 eq) to afford 2-imidazoline 4c as white foam (636.6 mg; 1.630 mmol; 81% 
2-Imidazoline 4g
: p-Toluidine (214 mg, 2 mmol, 1 equiv.) was dissolved in MeOH (20 mL) along with 5-methylfurfural (200 µL, 2 mmol, 1 equiv.). Na 2 SO 4 (500 mg) and AgOAc (7 mg, 0.04 mmol, 0.02 equiv.) were added and stirred for 3 h. Isocyanide 3c (350 mg, 2 mmol, 1 equiv.) was added and after 17h the mixture was filtered. The organic phase was concentrated, after which chromatography (silica, cyclohexane :
EtOAc 4:1  1:2) afforded the product as a 3:1 mixture of diastereomers as white crystals (1.87 mmol, 94% 
General procedure V for the Synthesis of Imidazolidine-2-thiones:
Reactions were carried out under an inert atmosphere of dry argon at a 0.04 M concentration of imidazoline salt in freshly THF. The reaction vessel was charged with imidazoline salt, KOtBu (1 eq) and S 8 (1 eq), flushed two times with argon. THF was added and the reaction mixture was stirred at rt for 2 h. after which water was added. The mixture was subsequently extracted with Et 2 O (2x), EtOAc (2x), CH 2 Cl 2 (2x). The combined organic layers were subsequently dried with Na 2 SO 4 , filtered, concentrated in vacuo and subjected to silica gel flash column chromatography EtOAc:Toluene (0:1  gradient, visualisation on TLC with UV and iodine).
S-8
Imidazolidine-2-thione 8a: According to general procedure V, the reaction between 
